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Fif>1d of thP, Invention 

The present invention relates to a separator of a 
proton exchange fuel cell using solid polymer membrane as 
electrolyte and its manufacturing method, and more 
particularly to a separator and its manufacturing method for 
providing a separator of a proton exchange fuel cell in 
compact size and light weight at low cost. 

Df^sr.ript -inn of th^ Related Art 

A fuel cell is a device to convert chemical energy of 
fuel into electric energy by bringing fuel such as hydrogen 
and oxidizing agent such as air to electrochemically react 
each other. 

Various types of fuel cells which differ according to 
type of electrolyte used are known; for instance, phosphoric 
acid type, fused carbonate type, solid oxide type and proton 
exchange type. Of these fuel cells, a proton exchange fuel 
cell is a fuel cell utilizing the fact that when polymer 
resin membrane containing proton exchange radical in module 



is saturated with water it acts as proton conductive 
electrolyte. The proton exchange fuel cell acts in a 
relatively low temperature range with excellent power 
generating efficiency and attracts attention in recent years. 

FIG. 9 is a diagram showing the structure of a unit 
cell that is a base unit of a conventional proton exchange 
fuel cell. 

As shown in FIG. 9, a unit cell 1 is composed of an ion 
conductive solid polymer membrane 2, an anode electrode 3 and 
a cathode electrode 4 arranged with solid polymer membrane 2 
interposed between them. Further, at the outsides of these 
electrodes 3, 4, there are arranged an anode electrode side 
separator 5 and a cathode electrode side separator each of 
which is gas impermeable and has a gas supply groove for 
supplying reaction gas to one of electrodes 3, 4. 

As ion conductive solid polymer membrane 2, for 
instance^ perf luorocarbon-sulf onic acid (Nafion R: Du Pont^ 
U.S.A.), which is a proton exchange membrane, is known. 
Solid polymer membrane 2 contains hydrogen ion exchange 
radical in its molecule,, and functions as an ion conductive 
electrolyte when saturated in water, and also, has a function 
to separate fuel 7 supplied from anode electrode 3 side and 
an oxidizing agent 8 supplied from cathode electrode 4 side. 

Anode electrode 3 arranged at one side of solid polymer 
membrane 2 is formed of a catalytic layer 3a and a porous 
carbon flat plate 3b. Further, cathode electrode 4 arranged 
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opposing anode electrode 3 is formed of a catalytic layer 4a 
and a porous carbon flat plate 4b. 

Separator 5 at the anode electrode side is composed of 
a separator substrate 9 and fuel supply grooves lOa^. 10b 
arranged at both sides of separator substrate 9 for supplying 
fuel . 

On the other hand, separator 6 arranged at the cathode 
electrode side is composed of a separator substrate 11, an 
oxidizing agent supply groove 12 for supplying an oxidizing 
agent arranged on one surface of separator substrate 11 at 
the surface side contacting cathode electrode 4, and a fuel 
supply groove 10 for supplying fuel arranged on another 
surface of separator substrate 11. 

The principle of unit cell 1 will be described below. 

When fuel 7 is supplied to anode electrode 3 and 
oxidizing agent 8 is supplied to cathode electrode 4, the 
electromotive force is generated by the electrochemical 
reaction between a pair of electrodes 3, 4 of unit cell 1. 
Normally, hydrogen is used as fuel 7 and air is used as 
oxidizing agent 8. 

When hydrogen is supplied as fuel to anode electrode 3, 
hydrogen is ionized into hydrogen ion and electron in anode 
catalytic layer 3a (Anode reaction) . The hydrogen ion moves 
to cathode electrode 4 through solid polymer membrane 2, and 
the electron moves to cathode electrode 4 through an external 
circuit. On the other hand, the oxygen contained in the air 



is supplied to cathode electrode 4 as oxidizing agent 8 
causes the cathode reaction by the hydrogen ion and the 
electron in catalytic layer 4a to generate water. At this 
time, the electrons pass through the external circuit and 
become a current and is able to feed electric power. In 
other words, in anode electrode 3 and cathode electrode 4, 
reactions shown below will progress. Further, the generated 
water is discharged together with not-reacted gas to the 
outside of unit cell 1. 

Anode Reaction: H2 ^ 2¥[^ + 2e' 
Cathode Reaction: 2H^ + I/2O2 + 2e" ^ H2O 

In such unit cell 1, if water content in solid polymer 
membrane 2 becomes less, ion resistance becomes high, and 
mixing of fuel 7 and oxidizing agent 8 (crossover) is taken 
place, and unit cell 1 is not able to generate the electric 
power. So, it is desirable to keep solid polymer membrane 2 
in the state saturated with water. 

Further, when the hydrogen ion ionized in anode 
electrode 3 at the power generation moves to cathode 
electrode 4 through solid polymer membrane 2, water also 
moves jointly. So, at the anode electrode 3 side, solid 
polymer membrane 2 tends to become dry. Further, if moisture 
contained in supplied fuel 7 or supplied air is less, solid 
polymer membrane 2 tends to become dry at around respective 
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inlet ports of reaction gasses. For this reason, pre- 
humidified fuel 7 and pre-humidif ied oxidizing agent 8 are 
generally supplied to unit cell 1. 

By the way, electromotive force of unit cell 1 is low 
as below 1 volt, and a cell stack is generally formed by 
laminating several tens to several hundreds of unit cells 1 
via separators 5, 6 arranged at the upper and lower sides of 
unit cells 1. Cooling plates are inserted into respective 
unit cells 1 in order to control the temperature rise of the 
cell stack resulting from the power generation. 

Separators 5, 5 used in a proton exchange fuel cell are 
required to be impermeable to reaction gas and cooling water 
in order to provide with the function to separate each of 
unit cells 1- On the other hand, separators 5, 6 are also 
required to be electrically conductive in order to laminate 
unit cells 1 to provide a cell stack and to function as the 
fuel cell. Normally, a proton exchange fuel cell is operated 
at relatively low temperature of 70 - 90''C. Separators 5, 6 
inside the proton exchange fuel cell are under the severe 
environment where they are exposed to the air containing 
water vapor whose vapor pressure is close to a saturated 
vapor pressure at the temperature of 7 0 90 ""C, and at the 
same time, potential difference is generated between 
separators 5, 6 pursuant to the electrochemical reaction. So, 
it is necessary to select a corrosion proof material for the 
separators 5, 6. As corrosion proof material, stainless 
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steel, etc. are generally used- When stainless steel, etc, 
are applied to separators 5, 6, the surface thereof is 
oxidized and passive state membrane is formed on the surface 
thereof. As a result, resistance loss of the fuel cell 
becomes large and power generating efficiency drops largely. 

In the U.S.A., during 1970' s, for the separators of the 
proton exchange fuel cell developed for the space shuttle, 
niobium which is excellent corrosion proof noble metal, was 
used. However, noble metal materials have such defects that 
they are extremely expensive and heavy. So, as disclosed in 
US Patent No. US-5, 521, 018 , Ballard Power Systems Inc. of 

Canada uses carbon plates for separators so as to reduce the 
weight and cost of a cell stack. 

FIG. 10 shows the construction of a cell stack of a 

conventional proton exchange fuel cell using carbon plates 

for separators . 

As sown in FIG. 10, a cell stack 13 is composed of, in 

an outer frame 14, a cell portion 15 which generates electric 

power by reacting gas, and a humidifying portion 16 for 

humidifying reaction gas. In cell portion 15, a plurality of 

unit cells 1 are arranged in outer frame 14. 

FIG. 11 is a schematic diagram showing the structure of 

conventional unit cell 1 in cell portion 15 shown in FIG, 10. 
As shown in FIG. 11, in unit cell 1 arranged in cell 

portion 15 is in the structure as described below. Anode 

electrode 3 and cathode electrode 4 are arranged with ion 



conductive solid polymer membrane 2 interposed between them, 
A cooling separator 17 is provided at the outside of anode 
electrode 3, and anode electrode side separator 5 is provided 
at the further outside of cooling separator 17. Further, at 
the outside of cathode electrode 4, cathode electrode side 
separator 6 is provided. 

Cooling separator 17 is provided to prevent the heating 
of the cell portion 15 by absorbing the reaction heat 
generated from the reaction by cooling water. 

FIG, 12 is a plan view showing the construction of 
conventional separator 6 provided at the cathode electrode 
side. 

As shown in FIG. 12, separator 6 is composed of a 
nearly square shaped separator substrate 11 made of a carbon 
plate with an air induction port 18 for inducing air and a 
fuel gas induction port 19 for inducing fuel gas provided at 
one corner of separator substrate 11, At the side opposing 
these induction ports 18, 19, an air discharging port 20 for 
discharging air and a fuel gas discharging port 21 for 
discharging fuel gas are provided. Further, at other corners 
of separator substrate 11, a cooling water induction port 22 
and a cooling water discharging port 23 are provided. On 
separator substrate 11, a serpentine shaped air groove 24 is 
formed for inducing air to the reaction surface. Air groove 
24 connects air induction port 18 and air discharging port 20. 
Though not shown in FIG, 12, at the under side of separator 



substrate 11, the fuel supplying groove is formed, which 
connects fuel gas induction port 19 and fuel gas discharging 
port 21, 

Air groove 24 is formed on separator substrate 11 made 
of relatively soft carbon plate by applying the press working 
at one surface thereof. Further, the fuel supplying groove 
is formed on separator substrate 11 by applying the press 
working at another surface thereof. 

Further, although not illustrated here, separator 5 at 
the anode electrode side and cooling separator 17 have almost 
the same structure as that of separator 6 at the cathode 

electrode side. 

The structure of humidifying portion 16 shown in FIG. 
10 is almost the same as that of cell portion 15. In cell 
portion 15, reaction gasses mutually contact via solid 
polymer membrane 2. However, in humidifying portion 16, air 
or fuel gas, that is reaction gas, is humidified by 
contacting cooling water via a steam transmission membrane. 

However, even in the case of separators 5, 6 as 
described above, there is still a restriction for making the 
thickness of separators 5, 6 thin. 

As reasons for this, it is pointed out that first, in 
the case of a proton exchange fuel cell using a carbon plate 
for separators 5, 6, a certain thickness is needed for the 
carbon plate in order to maintain the strength as separators 
5, 6. Secondly, a carbon plate is intrinsically porous 
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material and it is necessary to prevent transmission of gas 
and water between the separators, and therefore, it is 
restricted to make the thickness of separators 5, 6 thin. In 
the United States Patent No. US-5, 521, 018, the thickness of 
separators is 1.6 mm and a certain thickness is demanded. 

To make cell stack 13 compact, it is most important to 
make the thickness of unit cell 1 thin. However, when a 
carbon plate is applied to a separator, there is such a 
problem that, it is restricted to make the separators thin 
and it is difficult to make cell stack in a compact size. 

Furthermore, as the carbon material itself is expensive, 
there is such a problem that it is difficult to provide a 
cell stack 13 at low cost. 

Furthermore, as the carbon plate has lower thermal 
conductivity than that of such metals as aluminum, copper, 
etc., it is needed to cool down unit cells 1 by inserting 
cooling plates 17 to flow cooling water between respective 
unit cells 1. Accordingly, there is such a problem that a 
cell stack becomes a larger size, and air-cooling is 
difficult to adopt in the proton exchange fuel cell. 

On the other hand, in the case wherein metal is used as 
separator substrate instead of carbon plate, there is such a 
problem that the corrosion is generated when using the 
separators in the saturated steam atmosphere or by the 
potential difference generated specifically to the fuel cell 
and thereby the cell performance drops. 
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.qUMMARY OF THE INVENTION 

Accordingly one object of this invention is to provide 
a separator of a proton exchange fuel cell in compact size 
and light weight at low cost. 

Another object of this invention is to provide a 
manufacturing method of a separator of a proton exchange fuel 
cell in compact size and light weight at low cost. 

These and other objects of this invention is achieved 
by providing a separator of a proton exchange fuel cell. In 
a cell stack of a proton exchange fuel cell, the cell stack 
composed by laminating a plurality of unit cells and a 
plurality of separators, each of the unit cells composed of 
an anode electrode, a cathode electrode and a solid polymer 
electrolytic membrane arranged between the anode and cathode 
electrodes, each of the separators arranged between the unit 
cells, respectively, the separator of the proton exchange 
fuel cell includes a separator substrate and a multi-coating 
layer formed on the separator substrate. The multi-coating 
layer includes at least two layers of a low electric 
resistance layer, a corrosion resistance layer and a peeling 
resistance layer. 

According to one aspect of this invention, there is 
provided a separator of a proton exchange fuel cell as 
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described above. Further, the multi-coating layer includes 
the peeling resistance layer provided on the separator 
substrate;, the corrosion resistance layer provided on the 
peeling resistance layer, and the low electric resistance 
layer provided on the corrosion resistance layer. 

The low electric resistance layer prevents the drop of 
electric resistance when contacted, the corrosion resistance 
layer prevents the corrosion of separator substrate, and the 
peeling resistance layer improves the adhesive strength of 
the coating film so as to prevent its peeling. 

As described above, the separators of a proton exchange 
fuel cell are exposed to saturated steam at 70-90°C and are 
subject to the severe state of potential difference specific 
to the fuel cell. Therefore, as in the present invention, 
when the coating layer is made with a multi-layer structure 
composed of the low electric resistance layer, the corrosion 
resistance layer and the peeling resistance layer, functions 
demanded for the separator are taken by respective coating 
layers, and the performance of the separators can be fully 
taken out. In particular, by lowering the electric contact 
resistance of the separator, which is an important cell 
performance, voltage drop due to the resistance of unit cell 
can be prevented. 

Further, according to the present invention, continuous 
air holes, penetrated to the interface of the separator 
substrate with the coating layer, produced when manufacturing 



the separator can be intercepted. Therefore, when supplying 
fuel to the anode electrode and air to the cathode electrode 
as an oxidizing agent, corrosion of the separator by reaction 
gas, such as hydrogen and oxygen, or in the saturated steam 
atmosphere can be prevented. 

Further, because of providing the peeling resisting 
layer, adhesion strength of the coating film can be improved, 
thus preventing the film peeling when forming it and the 
highly reliable film having no such defects as air holes can 
be formed. So, according to the present invention, a 
stabilized output can be obtained from a proton exchange fuel 
cell for a long time. 

According to another aspect of this invention, there is 
provided a separator of a proton exchange fuel cell. The 
multi-coating layer includes a peeling resistance and 
corrosion resistance layer made as one layer by combining the 
peeling resistance layer and the corrosion resistance layer 
provided on the separator substrate, and the low electric 
resistance layer provided on the peeling resistance and 
corrosion resistance layer. 

According to the present invention, it is possible to 
reduce the electrical contact resistance of the separator, 
which is important as cell performance, in the low electric 
resistance layer, to prevent voltage drop caused by the 
resistance of the unit cell, and to improve the performance 



and reliability of the fuel cell. Further, as the corrosion 
resistance layer is provided under the low electric 
resistance layer, it is possible to intercept such corrosion 
factors as oxygen, corrosion products, etc, entering through 
air holes existing in the low electric resistance layer by 
the corrosion resistance layer formed uniformly and minutely 
without air holes. As a result, peeling of the coating film 
and the performance drop of the separator substrate caused by 
corrosion can be prevented. Furthermore, because the peeling 
resistance layer is provided under the low electric 
resistance layer or the corrosion resistance layer, the 
adhesion of the coating film that is insufficient in the low 
electric resistance layer or the corrosion resistance layer 
can be improved. Therefore, it becomes possible to prevent 
the peeling of the coating film caused when forming the 
coating film or using the separator, and to form the highly 
reliable low electric resistance layer and the corrosion 
resistance layer without such defects as air holes. 

According to another aspect of this invention, there is 
provided a separator of a proton exchange fuel cell. The 
separator substrate includes one kind or a composite material 
of two or more kinds of stainless steel, copper and its alloy 
aluminum and its alloy, and titanium and its alloy. 

According to the present invention, the material of the 
separator substrate is excellent in strength and ductility. 



Therefore, it is possible to make a thickness of the 
separator thinner than that made of carbon and to make the 
fuel cell compact and in light weight. Further, as the 
material of the separator substrate has excellent thermal 
conductivity, it becomes possible to transmit heat generated 
when starting, operating and stopping efficiently to a 
cooling medium in the manifold and thus, improving the 
cooling performance. In addition, as electric resistance of 
the separator substrate is low, it is also possible to reduce 
electrical contact resistance of the separator, which is 
important as cell performance and to eliminate the voltage 
drop that is caused by the resistance of unit cell. 

According to another aspect of this invention, there is 
provided a separator of a proton exchange fuel cell. The 
multi-coating layer includes one kind or a composite material 
of two or more kinds of materials having low contact 
resistance of Ni, Fe, Co, B, Pb, Cr, Cu, Ti, Bi, Sn, W, P, Mo, 
Ag, Pt, Au, Tie, NbC, TiCN, TiN, CrN, TiB^, ZrB2, FesB, and 
SiaN^. 

According to the present invention, because of the 
excellent affinity of the coating film with the separator 
substrate, it is possible to improve the adhesion of the 
coating film, to prevent the peeling of the coating film when 
forming, and to form a highly reliable coating film without 
such defects as air holes. 
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According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell. In a cell stack of a proton exchange 
fuel cell, the cell stack composed by laminating a plurality 
of unit cells and a plurality of separators, each of the unit 
cells composed of an anode electrode, a cathode electrode and 
a solid polymer electrolytic membrane arranged between the 
anode and cathode electrodes, each of the separators arranged 
between the unit cells, respectively, the separator of the 
proton exchange fuel cell including a separator substrate and 
a multi-coating layer formed on the separator substrate, and 
the multi-coating layer including at least two layers of a 
low electric resistance layer, a corrosion resistance layer 
and a peeling resistance layer, a method of manufacturing the 
separator of the proton exchange fuel cell includes the steps 
of preparing the separator substrate and forming the multi- 
coating layer on the separator substrate by one kind or a 
composite process of two or more kinds of processes capable 
of forming a thin film of physical evaporation process, 
chemical evaporation process, nitride treating process, 
boride treating process, carbonizing process, plating process 
and spraying process. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
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exchange fuel cell as described above. Further, the step of 
forming the multi-coating layer includes the steps of forming 
the peeling resistance layer on the separator substrate, 
forming the corrosion resistance layer on the peeling 
resistance layer, and forming the low electric resistance 
layer on the corrosion resistance layer. 

According to the present invention, it is possible to 
form material having low electric resistance and contact 
resistance thin and uniform on the separator substrate and to 
form corrosion resistant material minutely without defects on 
the separator substrate. Further, it is possible to form 
material that is excellent in adhesion and ductility thin, 
uniform and minutely on the separator substrate. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell. In the step of forming the multi-coating 
layer, the multi-coating layer is formed using the plating 
process such that a film thickness of the low electric 
resistance layer is made at 0.02 pm or more, that of the 
corrosion resistance layer is made at 0,1 ]im or more, and 
that of the peeling resistance layer is made at 0.1 pm or 
more . 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
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exchange fuel cell. In the step of forming the multi-coating 
layer, the multi-coating layer is formed using the physical 
evaporation plating process such that a film thickness of the 
low electric resistance layer is made at 1.0 ]am or more, that 
of the corrosion resistance layer is made at 1.0 ]am or more, 
and that of the peeling resistance layer is made at 1.0 pm or 
more . 

According to the present invention, in the low electric 
resistance layer, electric resistance does not drop when 
contacted the coating film surface. Accordingly, it is 
possible to reduce electrical contact resistance of the 
separator, which is important cell performance, and to 
minimize the voltage drop caused by the resistance of the 
unit cell. Further, in the corrosion resistance layer, it is 
possible to minimize corrosion factors, such as oxygen, and 
corrosion products, etc., entering through the air holes 
existing in the low electric resistance layer. As a result, 
it is possible to prevent the peeling of a coating film and 
the performance drop of the separator substrate due to the 
corrosion. Furthermore, in the peeling resistance layer, the 
adhesion of the coating film that is insufficient in the low 
electric resistance layer or the corrosion resistance layer 
can be improved. Accordingly, it becomes possible to 
minimize the peeling of the coating film of the low electric 
resistance layer or the corrosion resistance layer. As a 
result, it is possible to form a highly reliable low electric 
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resistance layer and the corrosion resistance layer without 
such defects as air holes . 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell, wherein crystal orientation of each layer 
composing the multi-coating layer is oriented to a direction 
of Miller index (200) or (002) . 

According to the present invention, it is possible for 
the multi-coating layer to obtain excellent mechanical 
strength, peeling resistance and corrosion resistance in such 
severe environments as in the corrosion caused due to the 
saturated steam at 70 - 90 °C for a long time and the 
potential difference specific to the fuel cell. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell, wherein porosity in the multi-coating 
layer is made at 5 x 10°% or less in terms of defective area 
rate • 

According to the present invention, it is possible to 
minimize such corrosion factors as oxygen and corrosion 
products, etc. entering through the air holes, to reduce the 
quantity of metallic ions flowing into the cooling medium or 
the saturated steam, and to prevent the electric short 
circuit between the cathode electrode and the anode electrode. 
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Further, it is possible to improve peeling resistance and 
corrosion resistance in such severe environments as in the 
corrosion caused due to the saturated steam at 70 - 90 °C for 
a long time and the potential difference specific to the fuel 
cell . 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell, wherein material for the multi-coating 
layer' formed on the separator substrate includes one kind or 
a composite alloy material of two or more kinds of materials 
having a lower electric resistance than that of the separator 
substrate of metallic material, ceramics material and cermet 
material . 

According to the present invention, it is possible to 
reduce electrical contact resistance of the separator, which 
is important cell performance, and to minimize the voltage 
drop due to the resistance of the unit cell. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell- The method further includes a step of 
removing passive state film or oxide existing on the 
separator substrate electrically, mechanically or chemically 
before the step of forming the multi-coating layer 

According to the present invention, because the coating 
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is applied to the separator substrate after removing a 
passive state film or oxide existing thereon, it is possible 
to promote the adhesion of the coating film with the 
separator substrate, to minimize the peeling of the coating 
film when forming it, and to form a highly reliable coating 
film without causing such defects as air holes. Further, 
while maintaining the material adhesion efficiency to a 
minimum when forming the coating film, the separator 
manufacturing cost can be reduced. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell. In a cell stack of a proton exchange 
fuel cell, the cell stack composed by laminating a plurality 
of unit cells and a plurality of separators, each of the unit 
cells composed of an anode electrode, a cathode electrode and 
a solid polymer electrolytic membrane arranged between the 
anode and cathode electrodes, each of the separators arranged 
between the unit cells, respectively, the separator of the 
proton exchange fuel cell including a separator substrate and 
a multi-coating layer formed on the separator substrate, and 
the multi-coating layer including at least two layers of a 
low electric resistance layer, a corrosion resistance layer 
and a peeling resistance layer, a method of manufacturing the 
separator of the proton exchange fuel cell, includes the 
steps of preparing the separator substrate, forming the 
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multi-coating layer on the separator substrate by one kind or 
a composite process of two or more kinds of processes capable 
of forming a thin film of physical ^ evaporation process, 
chemical evaporation process, nitride treating process, 
boride treating process, carbonizing process, plating process 
and spraying process, removing the multi-coating layer 
electrically, mechanically or chemically, so that the multi- 
coating layer and the separator substrate are individually 
recovered, and reusing material of the recovered multi- 
coating layer in manufacturing the separator of the proton 
exchange fuel cell. 

According to another aspect of this invention, there is 
provided a method of manufacturing a separator of a proton 
exchange fuel cell as described above. The method of 
manufacturing the separator of the proton exchange fuel cell 
further includes the step of, after recovering the separator 
substrate, pulverizing and resolving the recovered separator 
substrate electrically, mechanically or chemically, and 
reusing material of the recovered separator substrate in 
manufacturing the separator of the proton exchange fuel cell. 

According to the present invention, as the coating 
layer and the separator substrate are individually recovered, 
treated and reused, it is possible to prevent the exhaust of 
resources, to reduce the separator manufacturing cost and to 
obtain a proton exchange fuel cell at low cost. 
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According to another aspect of this invention, there is 
provided a separator of a proton exchange fuel cell by using 
the method of manufacturing the separator of the proton 
exchange fuel cell as described above. 

BRTKF DE^^CRTPTION OF THE DRAWINGS 

A more complete appreciation of the invention and many 
of the attendant advantages thereof will be readily obtained 
as the same becomes better understood by reference to the 
following detailed description when considered in connection 
with the accompanying drawings, wherein: 

FIG. 1 is a vertical sectional view of a separator of a 
proton exchange fuel cell in a first embodiment of the 
present invention; 

FIG. 2 is a vertical sectional view of a separator of a 
proton exchange fuel cell in the first embodiment of the 
present invention; 

FIG. 3 is a vertical sectional view schematically 
showing a part of a separator formed with a multi-coating 
layer according to the plating process in a second embodiment 
of the present invention; 

FIG. 4 is a vertical sectional view schematically 
showing a part of a separator formed with a multi-coating 
layer according to the physical evaporation process in the 



second embodiment of the present invention; 

FIG. 5 is a sectional view showing defective area rate 
of a film of a proton exchange fuel cell in a third 
embodiment of the present invention; 

FIG. 6 is a sectional view showing that continuously 
penetrating air holes were intercepted in a separator of a 
proton exchange fuel cell in the third embodiment of the 
present invention; 

FIG. 7 is a diagram showing the comparison of the 
performance between a separator of Example A and a separator 
of Comparative Example B in a fourth embodiment of the 
present invention; 

FIG. 8 is a block diagram showing the recycling of a 
separator of a proton exchange fuel cell in a fifth 
embodiment of the present invention; 

FIG. 9 is a diagram showing the structure of a 
conventional unit cell; 

FIG. 10 is a diagram showing a conventional proton 
exchange fuel cell stack using carbon plates; 

FIG. 11 is a diagram showing the structure of a unit 
cell in the cell portion of the conventional fuel cell shown 
in FIG. 10; and 

FIG. 12 is a plan view showing a conventional separator 
installed at the cathode electrode side. 



DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 
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Referring now to the drawings, wherein like reference 
numerals designate identical or corresponding parts 
throughout the several views ^ the embodiments of this 
invention will be described below. 

[Fir st Embodiment (FIG. 1. Fig, 2)1 

Hereinafter, a first embodiment of this invention will 
be described with reference to FIGs . 1 and 2. In this 
embodiment, a separator was manufactured by coating the 
separator substrate with a multi-coating layer. Further, a 
serpentine shaped air groove was formed on the separator 
substrate, and an air inducing port and an air discharging 
port were also formed thereon. Further, the multi-coating 
layer was composed of a low electric resistance layer, a 
corrosion resistance layer and a peeling resistance layer. 

As the separator substrate, one of stainless steel, 
copper and its alloy, aluminum and its alloy, titanium and 
its alloy or composite materials of two or more kinds of 
these materials were used. 

First, passive state film or oxide existing on the 
separator substrate was electrically, mechanically or 
chemically removed. Firstly, the separator substrate was 
coated with the peeling resistance layer as the coating layer 
Then, the corrosion resistance layer was coated over the 
peeling resistance layer, and the low electric resistance 
layer was coated on the most outer layer. 



As a material for the low electric resistance layer, 
one kind or a composite material of two of more kinds of Ni, 
Fe, Co, B, Pb, Cr, Cu, Ti, Bi, Sn, P, Mo, Ag, Pt, Au, TiC, 
NbC, TiCN, TiN, CrN, TiB2, ZrBs, FesB and Si3N4 was used. Here, 
each of these materials has electric resistance equivalent to 
or lower than 1000 pQcm^ that is the electric resistance of 
carbon material which was conventionally used for separator 
substrate . 

Further, the materials for the corrosion resistance 
layer and the peeling resistance layer were selected from the 
same materials as the low electrical resistance layer from 
the view point of porosity, adherence, ductility or coating 
workability, and one kind or a composite material of two or 
more kinds of these materials excellent in affinity in the 
materials was used. 

For these coating methods, one kind or a composite 
process of two or more kinds of a physical evaporation 
process, a chemical evaporation process, a nitride process, a 
boronizing process, a carbonizing process, a plating process 
and a spraying process capable of forming a thin film is used 
Further, for coating materials respectively used for the low 
electric resisting layer, the corrosion resistance layer and 
the peeling resistance layer, there are materials usable and 
not usable materials depending on a coating method to be used 
Therefore, it is better to select an optimum coating method 
according to a material that is to be actually used. 



As the physical evaporation process, for instance, one 
kind or a composite process of two or more kinds of a vacuum 
evaporation process, an ion plating process, a spattering 
process and an ion beam mixing process is used. 
As the chemical evaporation process, one kind or a composite 
process of two or more kinds of a thermal CVD process, a 
plasma CVD process and a laser CVD process is used. 
As the nitride process, either one kind of a gas nitriding 
process and a molten salt bath process or a composite process 
of these processes is used. As the boronizing process, a 
molten salt bath process is used. 

As the carbonizing process, one of a carbon coating 
process (heat treat after forming a film by coating carbon 
material with a brush) and a carbon spray process (heat treat 
after mixing carbon material with a bonding agent in a 
liquefied state and sprayed) or a composite process of these 
processes is used. As the plating process, one of a 
substitution plating process, an electric plating process, an 
electrodeless plating process, a molten plating process and 
an anode oxidation process or a composite process of two of 
more kinds of these processes is used. As the spraying 
process, one of a gas spraying process, an arc spraying 
process, a plasma spraying process and a high-speed gas flame 
spraying process or a composite process of two or more kinds 
of these processes is used. 

A schematic diagram of a sectional view of a separator 



for a proton exchange fuel cell obtained according to these 
processes is shown in FIG, 1. 

As shown in FIG. 1, a separator 30 is composed of a 
separator substrate 31 made of a thin metal plate covered by 
a coating layer 35, which is composed of a peeling resistance 
layer 32, a corrosion resistance layer 33 and a low electric 
resistance layer 34. 

Here, it is noted that separator substrate 31 are 
covered by coating layer 35 at both surfaces thereof. In FIG. 
1, cross section showing only one surface side of separator 
30 is shown. Also, in each of the following FIGs . 2-6, 
cross section showing only one surface side of the separator 
is shown. 

Further, if the materials used for peeling resistance 
layer 32 and corrosion resistance layer 33 have the functions 
of both layers or corrosion resistance layer 33 and low 
electric resistance layer 34 have the functions of both 
layers, the number of layers can be reduced by combining low 
electric resistance layer 34 and corrosion resistance layer 
33 into one layer or by combining corrosion resistance layer 
33 and peeling resistance layer 32 into one layer. This is 
shown in FIG. 2. 

As shown in FIG. 2, separator 30 is composed of 
separator substrate 31 made of a thin metal plate covered by 
coating layer 35. This coating layer 35 is composed of a 
peeling resistance and corrosion resistance layer 36 which is 



made as one layer by combining peeling resistance layer 32 
and corrosion resistance layer 33 and low electric resistance 
layer 34 covering this layer 36. 

Furtherv' separator 30 is given with a function to 
separate each of unit cells. In a fuel cell, several tens - 
several hundreds of unit cells are laminated via respective 
separators 30. Therefore, it is necessary to use coating 
materials having low electric resistance for the most outer 
layers of coating layer 35 of the separator 30 where 
separator 30 contacts the cathode electrode and separator 30 
contacts the anode electrode. As shown in FIG. 1 and FIG. 2, 
for reducing the contact resistance between separators 30 and 
the electrodes, low electric resistance layer 34 is provided 
on the most outer layers of separator 30. 

According to the embodiment of this invention described 
below, coating layer 35 was formed on separator substrate 31 
according to the plating process (Example 1) or the physical 
evaporating process (Example 2) . 
Example 1; 

In this example, the plating process was used. 

Multi-coating layer 35 was coated on separator 
substrate 31 according to the plating process. 

As materials for coating layer 35, Ni or its alloy was 
arranged on separator substrate 31 and Au or its alloy was 
arranged on the most outer layer. 

Further, Ni or its alloy was arranged on separator 
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substrate 31, and Cr or its alloy was arranged thereon, Ni or 
its alloy was arranged thereon, and further, Au or its alloy 
was arranged on the most outer layer. 

According to this example, at the Au layer of the 
coating surface, the drop of electric resistance when 
contacted is prevented. At the Ni layer thereunder, the 
adhesion strength with the Au layer is improved and the 
peeling of the coating is prevented. Further, the corrosion 
factors such as oxygen and corrosion products entering 
through the air holes existing in the Au layer are 
intercepted and the peeling of the coating caused by 
corrosion is prevented. Further, at the Cr layer thereunder, 
such corrosion factors as oxygen and corrosion products 
entering through the air holes existing in the Au layer and 
the Ni layer thereunder are intercepted as they are turned to 
Cr oxide, and the peeling of the coating caused by corrosion 
is prevented- At the Cr oxide layer, as the passive st,ate 
film of the substrate is destructed to form a Ni layer, the 
adhesion strength with separator substrate 31 is improved, 
and thereby the peeling of the coating is prevented. 
Example 2; 

In this example, the physical evaporation process was 

used- 

Multi-coating layer 35 was coated on separator 
substrate 31 according to the physical evaporation process. 

As materials for coating layer 35, Cr or its alloy was 



arranged on the separator substrate 31, and TiN or its alloy 
was arranged on the most outer layer. 

Further^ Cr or its alloy was arranged on separator 
substrate 31, TiN or its alloy was arranged thereon, Cr or 
its alloy was arranged thereon, and further TiN or its alloy 
was arranged on the most outer layer. 

According to this example, at the TiN layer of the 
coating surface, the drop of electric resistance when 
contacted is prevented. At the Cr layer thereunder, the 
adhesion strength with the TiN layer is improved and the 
peeling of the coating is prevented. Further, the corrosion 
factors such as oxygen and corrosion products entering 
through the air holes existing in the TiN layer are 
intercepted as they are turned to Cr oxide and the peeling of 
the coating caused by corrosion is prevented. Further, at 
the TiN layer thereunder, such corrosion factors as oxygen 
and corrosion products entering through the air holes 
existing in the Cr layer are intercepted and the peeling of 
the coating caused by corrosion is prevented. At the Cr 
layer thereunder, the adhesion strength with the TiN layer is 
improved, the peeling of the coating is prevented, and also, 
corrosion factors such as oxygen and corrosion products 
entering through the air holes existing in the TiN are 
intercepted as they are turned to Cr oxide, and the peeling 
of the coating caused by corrosion is prevented. 

So, according to this embodiment, in separator 30 for 
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proton exchange fuel cell, materials having lower electric 
resistance than that of separator substrate 31, such as 
metallic material, ceramics material, cermet material and a 
composite alloy material of these materials were coated on 
the surface of separator substrate 31, electrical contact 
resistance of separator 30 that is an important cell 
performance can be lowered, and voltage drop caused by 
resistance of unit cells can be minimized* 

Further, according to the coating method in this 
embodiment, a thin film can be formed. Further, it is 
possible not only to form a material of low electric 
resistance and contact resistance thin and uniform but also 
to form excellent corrosion resistance material minutely with 
less defects. Therefore, a material that is excellent in 
adhesion strength and ductility can be formed thin and 
uniform. Further, by removing a passive state film or oxide 
existing on separator substrate 31 electrically, mechanically 
or chemically, it is possible to improve adhesion strength of 
separator substrate 31 with the coating film. Therefore, it 
is possible to minimize the peeling of the film when forming 
the film and to form the highly reliable coating film with 
less defects such as air holes, etc. Further, it is also 
possible to reduce manufacturing cost of the separators while 
maintaining material deposition efficiency to a minimum when 
forming a film. 

Further, according to this embodiment, as a metallic 



material which is excellent in strength and ductility is used 
for separator substrate 31, the plate thickness thereof can 
be made thinner than carbon. As a result, a fuel cell can be 
made compact and light. Actually, when a metallic separator 
is used, the plate thickness of the separator can be made 
thin as below 0.4 mm, which is a thickness of approximately 
1/4 times that of a conventional plate thickness. Further, 
as a metallic material is excellent in thermal conductivity, 
it becomes possible to efficiently transmit heat generated at 
the time of start, operation and stop to a cooling medium in 
a manifold, and the cooling performance is thereby improved. 

Thus, as an excellent heat conductive material is used 
for the separator, separator 31 can be used as an air-cooled 
radiating fin, and as a result, an air-cooling system can be 
adopted- When the air-cooling system is adopted, cooling 
water and a piping for circulation of cooling water, pump, 
etc. become unnecessary, and as a result, the system is 
simplified. Further, cooling water manifold holes in the 
cell stack become unnecessary and a cell stack composed of a 
compact system is obtained. Further, as cooling water is not 
used, there is no possibility for freezing even in a cold 
area wherein the temperature drops below 0°C, and a highly 
reliable cell stack can be obtained. Furthermore, as a 
metallic separator has a better gas sealing performance than 
a carbon which is a porous material, a thinner separator can 
be obtained than the separator made of carbon. As a result, 
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a cell stack can be made more compact in size. 

Further, cooling water is generally used for 
humidifying gas that is not yet reacted. But as the cell 
stack in this embodiment is of air cooling type with no 
cooling water;, cooling water is not used for humidif ication . 
However, the cell stack has a self humidifying portion, and 
it is therefore not required to newly install a source of 
water for humidif ication, and a tank, pump, etc. become 
unnecessary* As a result, it becomes possible to make a cell 
stack in a compact size. 

rSecond Embodiment (FIG. 3 - FIG. 4; TABLE 1 - TABLE 3)1 

Hereinafter, a second embodiment of this invention will 
be described with reference to FIGs. 3 and 4 and TABLEs 1-3. 
In this embodiment, an optimum film thickness of each of the 
low electric resistance layer, the corrosion resistance layer 
and the peeling resistance layer according to the electric 
plating process or the physical evaporation process was 
decided. 

SKQxnple 1 (FIG, 3; TABLE 1); 

In this example, a low electric resistance layer, a 
corrosion resistance layer and a peeling resistance layer 
were coated on an SUS 316L substrate according to the 
electric plating process, and thereby Separator Test Pieces 
No. 1 ^ No. 64 were provided. Then the corrosion test was 
conducted for each of Separator Test Pieces No. 1 ^ No. 64, 
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and an optimum thickness of each layer was decided. 

FIG. 3 is a vertical sectional view schematically 
showing a part of a separator provided with the multi-coating 
layer by the electric plating process. 

As shown in FIG. 3, separator 30 has coating layer 35 
coated on separator substrate 31. Coating layer 35 is 
composed of peeling resistance layer 32 using Ni, corrosion 
resistance layer 33 using Cr and low electric resistance 
layer 34 using Au. 

On Test Pieces No. 1- No. 64, the thickness of the Au 
layer that is low electric resistance layer 34 was changed 
from 0.01 to 0.04 /zm, the thickness of the Cr layer that is 
corrosion resistance layer 33 was changed from 0.05 to 0.20 
/zm, and further, the thickness of the Ni layer that is 
peeling resistance layer 32 was changed from 0.05 to 0.20^3^- 
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[TABLE 1] 



Test 

Piece 

No. 


Low Electric 
Resistance 
Layer 
Thickness 
{ Mm) 


Corro- 
sion 


Corrosion 

Resistance 

Layer 

Thickness 

{urn) 


Corro- 
sion 


Peeling 

Resistance 

Layer 

Thickness 

(Mm) 


Corro- 
sion 


1 


0 . 01 


Yes 


0 . 05 


Yp* 
X c o 


0 OR 


Yq c? 

X e s 


2 


0.01 


Yes 


0 . 05 


X t; o 


0 10 
U . X u 


iNO 


3 


0.01 


Yes 


0.05 


X O o 


0 1 R 

VJ • X o 


N/^ 
iNO 


4 


0.01 


Yes 


0 0 


Yo 


0 9 0 

VJ . il, VJ 


No 
LNO 


5 


0.01 




0 10 
U • X u 


Yo c: 
X c o 


O OR 


Yci a 

I es 


5 


0.01 


Yes 


0.10 


No 


0 10 

VJ . X VJ 


No 

LN O 


7 


0.01 


Yes 


0,10 


No 


0 1 R 

VJ , X o 


No 
LN O 


8 


0.01 


X C o 


0 10 


No 


0 90 

VJ . ^ VJ 


No 
iNO 


9 


0.01 


X o 


0 1 

V • X o 


No 


0 OR 
VJ . U 3 


No 

iNO 


10 


0.01 


X t; o 


0 1 s 


No 


0 10 
VJ . X VJ 


No 
iNO 


11 


0.01 


Yo 


0 1 R 

V ♦ X o 


No 


0 1 R 

VJ • XQ 


No 
iN O 


J. 


n m 


Yo c 

X es 


0 1 R 


Klo 
iNO 


n 9 n 


InO 


J. J 




X t: o 


O 90 


No 


0 OR 
VJ • uo 


No 
iNO 


1 4 




Yo c; 

X es 


0 90 


No 


O 10 
U . X U 


No 
iNO 


15 


0 01 


Yia e? 


0 90 


No 
IN (J 


0 1 R 
VJ . xO 


No 
iNO 


16 


0 01 


X c o 


0 90 


No 


0 9 0 
U . ZVJ 


N/^ 
iNO 


17 


n 09 


No 


0 OR 


No 


O OR 
VJ . UO 


No 
iNO 


1 R 

J- o 


0 09 


IN (_> 


0 OR 


No 


O 1 O 
vJ . X vJ 


Ni^ 
iNO 


19 


0 . 02 


No 


0 OR 

U • VJ J 


No 

IN O 


0 1 R 

VJ • Xo 


No 
iN U 


20 


n 09 


XN KJ 


0 OR 

VJ • U J 


No 


O 9 0 
U . Z U 


No 
iNO 


21 


0 09 


No 


0 10 

VJ • X u 


No 


O OR 
VJ . U D 


No 
LNO 


22 


0 09 


No 

LN 


0 10 
U • X u 


No 


0 10 

VJ . J. VJ 


No 
LNO 




0 09 


No 


n in 


Noi 
iNO 


n 1 R 


INO 




0 09 


No 

no 


n in 
U . X u 


No 
INO 


o or\ 


Mi-, 

JNIO 




0 09 


No 


O 1 R 
U . X o 


N^ 
iNO 


n n R 


Ny~i 

INO 


26 


0.02 


No 


0 . 15 


No 


0 . 10 


No 


27 


0.02 


No 


0.15 


No 


0,15 


No 


28 


0.02 


No 


0.15 


No 


0.20 


No 


29 


0.02 


No 


0.20 


No 


0.05 


No 


30 


0.02 


No 


0.20 


No 


0.10 


No 


31 


0.02 


No 


0.20 


No 


0.15 


No 


32 


0.02 


No 


0.20 


No 


0.20 


No 
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[TABLE 1 (Continued) ] 



Test 

Piece 

No. 


Low Electric 

Resista.nce 

Layer 

Thickness 

(Mm) 


Corro- 
sion. 


Corrosion 
Res is t ance 
Layer 
Thickness 
( Mm) 


Corro- 
sion 


Peeling 
Res xst ance 
Layer 
Thickness 
(Mm) 


Corro- 
sion 


33 


0 . 03 


No 


0 . 05 


No 


0 . 05 


No 


34 


0 . 03 


No 


0 . 05 


No 


0 . 10 


No 


35 


0,03 


No 


0.05 


No 


0 . 15 


No 


36 


0.03 


No 


0. 05 


No 


0 . 20 


No 


37 


0 . 03 


No 


0 . 10 


No 


0 . 05 


No 


38 


0 . 03 


No 


0 . 10 


No 


0 . 10 


No 


39 


0 . 03 


No 


0 . 10 


No 


0 . 15 


No 


40 


0 , 03 


No 


0 . 10 


No 


0 , 20 


No 


41 


0 . 03 


No 


0 . 15 


No 


0 . 05 


No 


42 


0 . 03 


No 


0 . 15 


No 


0 . 10 


No 


43 


0 . 03 


No 


0 , 15 


No 


0 . 15 


No 


44 


0 . 03 


No 


0 . 15 


No 


0 . 20 


No 


45 


0 . 03 


No 


0 . 20 


No 


0 . 05 


No 


4 6 


0 . 03 


No 


0 . 20 


No 


0 . 10 


No 


47 


0 . 03 


No 


0.20 


No 


0 . 15 


No 


4 ft 




No 


0 . 20 


No 


0 , 20 


No 


4 Q 




No 




No 


0 . 05 


No 


SO 


0 . 04 


No 


0 . 05 


No 


0.10 


No 


51 


0 . 04 


No 


0 . 05 


No 


0 . 15 


No 


52 


0 . 04 


No 


0 . 05 


No 


0 .20 


No 


53 


0 . 04 


No 


0 . 10 


No 


0 . 05 


No 


54 


0 . 04 


No 


0 . 10 


No 


0 . 10 


No 


55 


0 . 04 


No 


0 . 10 


No 


0 . 15 


No 


5 6 


0.04 


No 


0 . 10 


No 


0.20 


No 


57 


0.04 


No 


0 . 15 


No 


0 . 05 


No 


58 


0 . 04 


No 


0 . 15 


No 


0 . 10 


No 


59 


0.04 


No 


0,15 


No 


0.15 


No 


60 


0.04 


No 


0,15 


No 


0.20 


No 


61 


0. 04 


No 


0.20 


No 


0, 05 


No 


62 


0.04 


No 


0,20 


No 


0.10 


No 


63 


0.04 


No 


0.20 


No 


0.15 


No 


64 


0.04 


No 


0,20 


No 


0.20 


No 
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An anode electrode was formed with an anode catalytic 
layer and the anode separator made of each of Separator Test 
Pieces No. 1-- No, 64 ^ and a cathode electrode was formed with 
a cathode catalytic layer and a cathode separator made of 
each of Separator Test Pieces No. 1-- No. 54. Using these 
electrodes, hydrogen was supplied to the anode electrode and 
air was supplied to the cathode electrode. The hydrogen 
supplied to the anode electrode was ionized into hydrogen ion 
and electron in the anode catalytic layer. The hydrogen ion 
was moved to the cathode electrode through a solid polymer 
membrane and electron was moved to the cathode electrode 
through an external circuit. The oxygen contained in the air 
supplied to the cathode electrode reacted with the hydrogen 
ion and the electron in the cathode catalytic layer thereby 
to generate water. The electrons passed through the external 
circuit became a current and generated electric power. 

The corrosion test condition is as follows: 
Power generating voltage is 0.6V, and test time is 200 hours. 
The corrosion generating state of the coating film on the 
most outer surface of the separator was checked after the 
corrosion test. The result of the corrosion test is shown in 
Table 1. 

As shown in Table 1, the corrosion was not generated on 
the coating film of the most outer surface of the separator 
in the corrosion test only when the film thickness of the low 
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electric resistance layer 34 was made not less than 0.02 //m, 
that of the corrosion resistance layer 33 was made not less 
than 0.1 Jim and that of the peeling resistance layer 32 was 
made not less than 0.1 /zm. In the case of the separator of 
other film thickness, the corrosion was generated on the 
coating film of the most outer surface of the separator. 
Example 2 (FIG. 4; TABLE 2): 

In this example, a low electric resistance layer, a 
corrosion resistance layer and a peeling resistance layer 
were coated on an SUS 316L substrate according to an arc 
discharging type ion plating process which is one of the 
physical evaporation process, and Separator Test Pieces No. 1 
--No. 64 were provided. Then the corrosion test was 
conducted for each of Separator Test Pieces No. 1 No. 64, 
and an optimum thickness of each layer was decided. 

FIG. 4 is a vertical sectional view schematically 
showing a part of the separator provided with the multi- 
coating layer by the physical evaporation process. 

As shown in FIG. 4, separator 30 has coating layer 35 
coated on separator substrate 31. Coating layer 35 is 
composed of peeling resistance layer 32 using Ni, corrosion 
resistance layer 33 using Cr and low electric resistance 
layer 34 using TiN. 

On Test Piece No. 1 - No . 64, the thickness of the TiN 
layer that was low electric resistance layer 34, the 
thickness of the Cr layer that was the corrosion resistance 
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layer 33 and the thickness of the Ni layer that was peeling 
resistance layer 32 were respectively changed from 0.5 to 2,0 
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[TABLE 2] 



Test 
Piece 
No . 


Low 

Electric 
Resistance 
Layer 
Thickness 

( AHl) 


Corro- 
sion 


Corrosion 
Resistance 
Laye r 
Thickness 


Corro- 
sion 


Peeling 
Resistance 
Laye r 
Thickness 
(Mm) 


Corro- 
sion 


1 


0 . 5 


Yes 


0 . 5 


Yes 


0.5 


Yes 


2 


0 . 5 


Yes 


0.5 


Yes 


1.0 


No 


3 


0 . 5 


Yes 


0. 5 


Yes 


1.5 


No 


4 


0 . 5 


Yes 


0 . 5 


Yes 


2.0 


No 




0 . 5 


Yes 


1.0 


No 


0.5 


No 


a 

D 


0 . 5 


Yes 


1.0 


No 


1.0 


No 


7 


0 . 5 


Yes 


1 . 0 


No 


1.5 


No 


8 


0 . 5 


Yes 


1.0 


No 


2.0 


No 


9 


0 . 5 


Yes 


1.5 


No 


0.5 


No 


10 


0 . 5 


Yes 


1,5 


No 


1.0 


No 


11 


0 . 5 


Yes 


1.5 


No 


1.5 


No 




0 . 5 


Yes 


1. 5 


No 


2.0 


No 






Yes 


2. 0 


No 


0.5 


No 


J. *± 


0 . 5 


Yes 


2 . 0 


No 


1.0 


No 




0 . 5 


Yes 


2 . 0 


No 


1.5 


No 




0 , 5 


Yes 


2 . 0 


No 


2.0 


No 


1 7 

X / 


1 . 0 


No 


0 . 5 


No 


0.5 


No 


1 ft 

X o 


1 . 0 


No 


0. 5 


No 


1.0 


No 


X _? 


1 . 0 


No 


0 . 5 


No 


1.5 


No 


z u 


1 0 


No 


0 . 5 


No 


2.0 


No 


9 1 


X • \J 


No 


1 . 0 


No 


0.5 


No 


99 


1 . 0 


No 


1 . 0 


No 


1.0 


No 


9"^ 


1 . 0 


No 


1 . 0 


No 


1,5 


No 


94 


1 . 0 


No 


1.0 


No 


2.0 


No 


9S 


1 . 0 


No 


1 . 5 


No 


0.5 


No 


26 


1.0 


No 


1.5 


No 


1.0 


No 


27 


1.0 


No 


1,5 


No 


1.5 


No 


28 


1.0 


No 


1.5 


No 


2.0 


No 


29 


1.0 


No 


2.0 


No 


0.5 


No 


30 


1.0 


No 


2.0 


No 


1.0 


No 


31 


1.0 


No 


2.0 


No 


1.5 


No 


32 


1.0 


No 


2.0 


No 


2.0 


No 
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[TABLE 2 (Continued) ] 



Test 

Piece 

No. 


Low 

jiiXeci-iric 

Resistance 

Layer 

Thickness 

( M ^) 


Corro- 
s ion 


Corrosion 

o j_ o i_ Q 1 J. \— • 

Layer 
Thickness 
( jum) 


Corro- 
sion 


Peeling 
Resistance 
Layer 
Thickness 
( Mm) 


Corro- 1 
sion 


33 


1.5 


No 


0.5 


No 


0.5 


No 


34 


1.5 


No 


0.5 


No 


1.0 


No 


35 


1.5 


No 


0.5 


No 


1.5 


No 


36 


1.5 


No 


0.5 


No 


2,0 


No 


37 


1.5 


No 


1.0 


No 


0.5 


No 


38 


1.5 


No 


1.0 


No 


1.0 


No 


39 


1.5 


No 


1.0 


No 


1,5 


No 


40 


1.5 


No 


1.0 


No 


2.0 


No 


41 


1.5 


No 


1.5 


No 


0,5 


No 


42 


1.5 


No 


1.5 


No 


1.0 


No 


43 


1.5 


No 


1.5 


No 


1.5 


No 


44 


1.5 


No 


1.5 


No 


2.0 


No 


45 


1.5 


No 


2.0 


No 


0.5 


No 


46 


1.5 


No 


2.0 


No 


1.0 


No 


47 


1.5 


No 


2.0 


No 


1.5 


No 


48 


1.5 


No 


2.0 


No 


2.0 


No 


49 


2.0 


No 


0.5 


No 


0.5 


No 


50 


2.0 


No 


0.5 


No 


1.0 


No 


51 


2.0 


No 


0.5 


No 


1.5 


No 


52 


2.0 


No 


0.5 


No 


2.0 


No 


53 


2.0 


No 


1,0 


No 


0.5 


No 


54 


2.0 


No 


1.0 


No 


1.0 


No 


55 


2.0 


No 


1.0 


No 


1.5 


No 


56 


2.0 


No 


1.0 


No 


2.0 


No 


57 


2.0 


No 


1.5 


No 


0.5 


No 


58 


2.0 


No 


1.5 


No 


1.0 


No 


59 


2.0 


No 


1.5 


No 


1.5 


No 


60 


2.0 


No 


1.5 


No 


2.0 


No 


61 


2.0 


No 


2.0 


No 


0.5 


No 


62 


2.0 


No 


2.0 


No 


1,0 


No 


63 


2.0 


No 


2.0 


No 


1.5 


No 


64 


2.0 


No 


2.0 


No 


2.0 


No 



A corrosion test was conducted using each of Test 
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Pieces No. 1 - No. 64 shown in Table 2. Further, the 
corrosion test condition is the same as those for the Example 
1. The results of corrosion test are shown in Table 2. 

As shown in Table 2, the corrosion was not generated on 
the film of the most outer surface of the separator in the 
corrosion test only when the film thickness of low electric 
resistance layer 34 was made not less than 1.0 ^m, that of 
corrosion resistance layer 33 was made not less than 1.0 fim 
and that of peeling resistance layer 32 was made not less 
then 1.0 j^m. In the case of the separator of other film 

thickness, the corrosion was generated on the coating film of 

the most outer surface of the separator. 

Then, an X-ray analysis was conducted on coating layer 

35 of the separator obtained in Example 2. 

Table 3 shows the crystal orientation of coating layer 

35 formed according to the physical evaporation process. 
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[TABLE 3] 



Test 
Piece 

NO . 


Low 

Electric 

Layer 
Thickness 
( /iiti) 


Corro- 
sion 


Crystal 
Orientation 


Corrosion 
Resistance 
Layer 
Thickness 
( JLim) 


Corro- 
sion 


Crystal 
Orientation 


1 


0.5 


Yes 


(111) , (200) 


0.5 


Yes 


(111) , (002) 


2 


0.5 


Yes 


(111) , (200) 


0.5 


Yes 


(111) , (002) 


3 


0.5 


Yes 


(111) , (200) 


0,5 


Yes 


(111) . (002) 


4 


0.5 


Yes 


(111) , (200) 


0.5 


Yes 


(111) , (002) 


5 


0.5 


Yes 


(111) , (200) 


1.0 


No 


(200) , (002) 


6 


0.5 


Yes 


(111) , (200) 


1.0 


No 


(200) . (002) 


7 


0.5 


Yes 


(111), (200) 


1.0 


No 


(200) , (002) 


8 


0.5 


Yes 


(111) , (200) 


1.0 


No 


(200) , (002) 


9 


0.5 


Yes 


(111) , (200) 


1.5 


No 


(200) , (002) 


10 


0.5 


Yes 


(111) , (200) 


1.5 


No 


(200) , (002) . 


11 


0,5 


Yes 


(111) , (200) 


1.5 


No 


(200) , (002) 


12 


0 . 5 


Yes 


(111) , (200) 


1.5 


No 


(200) r (002) 


13 


0.5 


Yes 


(111) , (200) 


2,0 


No 


(200) r (002) 


14 


0.5 


Yes 


(111) , (200) 


2.0 


No 


(200) , (002) 


15 


0.5 


Yes 


(111) r (200) 


2,0 


No 


(200) , (002) 


16 


0.5 


Yes 


(111) , (200) 


2,0 


No 


(200) r (002) 


17 


1.0 


No 


(200) , (002) 


0.5 


No 


(200) , (002) 


18 


1.0 


No 


(200) , (002) 


0.5 


No 


(200) , (002) 


19 


1,0 


No 


(200) , (002) 


0,5 


No 


(200) , (002) 


20 


1 . 0 


No 


(200) , (002) 


0.5 


No 


(200) , (002) 


21 


1 . 0 


No 


(200) , (002) 


1.0 


No 


(200) , (002) 


22 


1 . 0 


No 


(200) , (002) 


1.0 


No 


(200) , (002) 


23 


1 . 0 


No 


(200) , (002) 


1.0 


No 


(200) , (002) 


24 


1.0 


No 


(200) , (002) 


1.0 


No 


(200) , (002) 


25 


1.0 


No 


(200) r (002) 


1.5 


No 


(200) , (002) 


26 


1,0 


No 


(200) , (002) 


1.5 


No 


(200) , (002) 


27 


1.0 


No 


(200) r (002) 


1.5 


No 


(200) , (002) 


28 


1.0 


No 


(200) , (002) 


1.5 


No 


(200) , (002) 


29 


1.0 


No 


(200) , (002) 


2.0 


No 


(200) , (002) 


30 


1.0 


No 


(200) , (002) 


2.0 


No 


(200) r (002) 


31 


1.0 


No 


(200) , (002) 


2.0 


No 


(200) , (002) 


32 


1.0 


No 


(200) , (002) 


2.0 


No 


(200) r (002) 
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[TABLE 



3 (Continued) ] 



Test 

Piece 

No. 


Peeling 

Resistance 

Layer 

Thickness 

(Mm) 


Corro- 
sion 


Crystal 
Orientation 


1 


0 , 5 


Yes 


(111) , (002) 


2 


1 , 0 


No 


(200) , (002) 


3 


1 . 5 


No 


(200) , (002) 


4 


2 , 0 


No 


(200) , (002) 


5 


0 . 5 


No 


(200) , (002) 


/- 

0 


1 . U 


No 


(200 ) , (002 } 


1 


1 . 5 


No 


(200 } , (002 ) 


a 
0 


2 . 0 


No 


(200) / (002) 


3 


0 . 5 


No 


(200) , (002) 


10 


1 . 0 


No 


(200 ) , (002 ) 


11 


1 . 5 


No 


(200 ) f (002 ) 


12 


2 . 0 


No 


(200 ) , (002 ) 


13 


0 . 5 


No 


(200) , (002) 


14 


1 . 0 


No 


(200 ) , (002) 


15 


1 . 5 


No 


(200 ) f (002) 


16 


2 . 0 


No 


(200 ) , (002 ) 


17 


0.5 


No 


(200) f (002 ) 


18 


1 . 0 


No 


(200) , (002 ) 


19 


1 . 5 


No 


(200) , (002) 


20 


2 . 0 


No 


(200) r (002) 


21 


0 . 5 


No 


(200) f (002) 


22 


1 . 0 


No 


(200 ) f (002 ) 


23 


1 . 5 


No 


(200 ) f (002 ) 


24 


2 . 0 


No 


(200) f (002) 


25 


0 . 5 


No 


(200) , (002) 


Zo 


1 . 0 


No 


(200 ) , (002 ) 


27 


1.5 


No 


(200) , (002) 


28 


2.0 


No 


(200) , (002) 


29 


0.5 


No 


(200) , (002) 


30 


1.0 


No 


(200) , (002) 


31 


1.5 


No 


(200) , (002) 


32 


2.0 


No 


(200) , (002) 



As shown in Table 3^ almost all of the crystal 
orientations of the films that showed excellent corrosion 
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resistance oriented to the direction of Miller index (200) or 
(002) . 

On the other hand, almost all of the crystal 
orientations of the corroded films were the crystal 
orientation plane wherein Miller indices (111), (2D0) and 
(002) were mixed. 

According to this embodiment, when the film thickness 
of low electric resistance layer 34 is made not less than 
0.02 pm, that of corrosion resistance layer 33 is made not 
lee than 0.1 pm and that of peeling resistance layer 32 is 
made not less than 0.1 ]am according to the plating process, 
or the film thickness of low electric resistance layer 34 is 
made not less than 1.0 pm, that of corrosion resistance layer 
is made not less than 1.0 ]im and that of peeling resistance 
layer 32 is made not less than 1.0 pm according to the 
physical evaporation process, it is possible to lower 
electric contact resistance of the separator that is an 
important cell performance and to minimize voltage drop due 
to resistance of the unit cell. Further, it is possible to 
intercept corrosion factors, such as oxygen, corrosion 
products, etc., entering through air holes existing in low 
electric resistance layer 34 to a minimum level. Further, as 
it is possible to prevent the peeling of the film and the 
performance drop of separator substrate 31 due to corrosion, 
highly reliable coating layer 35 can be formed. 

Further, when the crystal direction of coating layer 35 



is oriented to the direction of Miller index (200) or (002)^ 
peeling resistance and corrosion resistance in the severe 
environment;, such as the corrosion for a long time and the 
corrosion caused by potential difference specific to the fuel 
cell, can be obtained. Further, when the crystal 
orientations are made in the same direction, it is possible 
to lower electric contact resistance, to make current density 
in the coating film uniform and to minimize voltage drop 
caused by the resistance of the unit cell, 

FThird Embodiment (FIG. 5 - FIG. 6; TABLE 4)1 

Hereinafter, a third embodiment of this invention will 
be described with reference to FIGs . 5 and 6 and TABLE 4, 

In this embodiment, it is explained that the defective area 
rate of the coating layer is specified not more than 5 x 10°%. 

In this embodiment, a separator is made of SUS 316L 
substrate with the multi-coating layer formed on 1 /zm by the 
physical evaporation method was used. A part of the vertical 
sectional view of this separator is schematically shown in 
FIG. 5. 

As shown in FIG. 5, separator 30 has the coating layer 
35 formed on the separator substrate made of SUS 316L. This 
coating layer 35 is composed of peeling resistance layer 32 
using Ni, corrosion resistance layer 33 using Cr and low 
electric resistance layer 34 using Tin. 

Then, by changing porosity of coating layer 35, Test 
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Pieces 1 10 were provided as shown in Table 4. As for the 
porosity in coating layer 35, the result measured according 
to the critical passive state current density method was 
shown by defective area rate. Specifically, the defective 
area rate is a value obtained by dividing a critical passive 
state current density of a separator with the coating layer 
by a critical passive state current density of a separator 
without the coating layer. 

A corrosion test was conducted using each of Test 
Pieces 1-10. Further, the corrosion test condition was the 
same as that shown in Example 1 in the second embodiment. 
The result of the corrosion test is shown in Table 4. 



[TABLE 4] 



Test Piece 


Film 


Defective Area 


Corrosion 


No. 




Rate 




1 


TiN/Cr/Ni 


10' 


Yes 


2 


TiN/Cr/Ni 


5x10' 


Yes 


3 


TiN/Cr/Ni 


10^ 


Yes 


4 


TiN/Cr/Ni 


5x10' 


Yes 


5 


TiN/Cr/Ni 


10° 


Yes 


6 


TiN/Cr/Ni 


5x10° 


No 


7 


TiN/Cr/Ni 


10"' 


No 


8 


Tin/Cr/Ni 


5x10"' 


No 


8 


TiN/Cr/Ni 


10"' 


No 


9 


TiN/Cr/Ni 


5x10-' 


No 


10 


TiN/Cr/Ni 


10-^ 


No 



As shown in Table 4, in this corrosion test, no 
corrosion was generated on the surface film of coating layer 
35 of which porosity in terms of defective area rate not more 
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than 5 x 10°% (Test Piece Nos. 6 - 10). Corrosion was 
generated on the surface film of coating layer 35 with other 
defective area rates (Test Piece Nos. 1-5). This is because 
the corrosion progressed through air holes existing in the 
film^r and metallic ions of separator substrate 31 flowed out 
to the surface to cause the corrosion. 

Therefore, when porosity of coating layer 35 in terms 
of defective area rate is set not more than 5 x 10°%, 
corrosion factors entering through air holes, such as oxygen 
and corrosion products, etc., can be intercepted to the 
minimum. Accordingly, it becomes possible to improve peeling 
resistance and corrosion resistance in such severe 
environments as the corrosion resulting from saturated steam 
of 70 90 °C for a long time, and the corrosion resulting 
from potential difference specific to the fuel cell. As a 
result, it is possible to prevent the peeling of the film and 
performance drop of separator substrate 31 caused by the 
corrosion. Further, even when a separator is provided with 
coating layer 35 composed of the Au layer, Cr layer and Ni 
layer according to the plating process, it is necessary to 
set the porosity in terms of defective area rate of the 
coating layer 35 not more than 5 x 10°%. 

FIG. 6 is a vertical sectional view schematically 
showing a part of the separator which intercepts continuous 
air holes penetrating to the interface of the coating layer 
with the separator substrate by providing the coating layer. 

48 



As shown in FIG. 6, even when there are air holes 37 in 
low electric resistance layer 34 ^ if there is no air hole 
penetrating through its lower corrosion resistance layer 33, 
corrosion factors entering through air holes 37, such as 
oxygen and corrosion products, etc., can be intercepted on 
the surface layer of corrosion resistance layer 33. Further, 
even when there are air holes 37 in low electric resistance 
layer 34 continuously penetrating through its lower corrosion 
resistance layer 33, if there is no air hole penetrating 
through its lower peeling resistance layer 32, corrosion 
factors entering through air holes 37, such as oxygen and 
corrosion products, etc., can be intercepted on the surface 
layer of peeling resistance layer 32. 

Thus, by intercepting corrosion factors entering 
through air holes 37, such as oxygen and corrosion products, 
etc., to a minimum, it becomes possible to improve peeling 
resistance and corrosion resistance in such severe 
environments as the corrosion resulting from saturated steam 
of 70 90 °C for a long time, and the corrosion resulting 
from potential difference specific to the fuel cell. As a 
result, it is possible to prevent the peeling of the film and 
performance drop of separator substrate 31 caused by the 
corrosion. Further, it is possible to prevent the electrical 
short circuit of the cathode with the anode by lowering 
metallic ions flowed out in cooling medium or saturated steam. 



Pnnrth En nhodiment (FIG. 7); 

Hereinafter, a fourth embodiment of this invention will 
be described with reference to FIG. 7. In this embodiment, 
it is explained that the voltage drop and contact resistance 
increase in the cell power generation can be prevented by 
forming a multi-coating layer on the separator substrate. 

Using the ion plating process, a multi-coating layer 
composed of TIN layer and Cr layer was formed on a separator 
substrate to provide a separator. Using these separators, a 
proton exchange fuel cell stack was formed and was referred 
to as an Example A. 

On the other hand, a separator composed of a separator 
substrate made of SUS 3161 base material of which surface was 
not coating processed was provided. Using these separators, 
a proton exchange fuel cell stack was formed and was referred 
to as a Comparative Example B. 

Using Example A and Comparative Example B, the voltage 
drop and contact resistance change in the cell power 
generation were compared. The results are shown in FIG. 7. 

As clear from FIG. 7, the generated voltage of Example 
A applied with the multi-coating is 6 x 10"V at the initial 
stage, as shown by the solid line, and no voltage drop is 
recognized after the power generating time of 400 hours. On 
the other hand, the generated voltage of Comparative Example 
B applied with no coating process was 3.5 x lO'^V at the 
initial stage, as shown by the solid line, and generated 
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voltage tends to drop with the elapse of the generating time. 
This indicates that passive state film, such as oxide and 
corrosion products, etc., was formed on the surface of the 
separator substrate, and thereby the contact resistance of 
the separator increased and generating voltage dropped. 

Further, contact resistance of Example A applied with 
the multi-coating is not more than 10 mQ cm^ and keeps a low 
value as shown by the broken line. On the other hand, 
contact resistance of Comparative Example B with no coating 
process applied is 60 mQ cm^ at the initial stage and 
increases to a high value of 80 mQ> cm^ with the elapse of 
generating time as shown by the broken line. 

Therefore, according to this embodiment, it is possible 
to prevent the voltage drop and increase of contact 
resistance when the surface of the separator substrate is 
formed with a multi-coating layer of the materials having low 
contact resistance - 

By the way, a proton exchange fuel cell stack is 
required to operate satisfactorily in a peripheral 
environment of a low temperature below O^'C depending on its 
use. In the case where water is used as a cooling medium in 
the fuel cell, the water in the fuel cell may be frozen when 
the fuel cell is not operating. In this case, a cell stack 
may possibly be destructed by the expansion of water when 
frozen, especially at locations where water is closed, such 
as in a cooling water manifold or the groove flow line of the 



separator. A working environment for the fuel cell is in the 
temperature environment widely ranging from below the 
freezing point to a saturated steam temperature. Accordingly, 
when selecting separator substrate and coating material, it 
is important to select materials considering differences in 
physical properties of both materials. In particular, 
regarding coefficients of thermal expansion of the separator 
substrate and the coating material, it is necessary to use a 
coating .material with a coefficient of thermal expansion 
equal to or lower than that of the separator substrate. Thus, 
residual compression stress acts on the coating film surface, 
and thereby the generation of peeling and crack of the film 
can be prevented. 

Fifth Embodiment (FIG. B) : 

Hereinafter, a fifth embodiment of this invention will 
be described with reference to FIG. 8. In this embodiment, 
separator substrates and coating layers of used separators 
were individually recovered and recycled. 

Steps of this recovery and recycling work are shown in 
FIG. 8. 

As shown in FIG. 8, first, after recovering a used 
separator (Step 38), the films of the multi-coating layer 
composed of the low electric resistance layer, the corrosion 
resistance layer and the peeling resistance layer were 
removed (Step 39). When removing the coating films (Step 39), 
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a solvent capable of solving materials including metals 
forming the multi-coating layer was used. Further, depending 
on materials, this solvent was changed. Thereafter, the 
recovery of removing solvent (Step 40) and the recovery of 
substrate (41) were conducted so that the coating layers and 
the separator substrate were individually recovered. 

After recovering the removing solvent (Step 40), the 
removing solvent was purified (Step 42) and reclaimed as a 
plating solution (Step 43) . Using this plating solution 
again, a new separator was plated (Step 44) . 

On the other hand, after pulverizing the recovered 
separator substrate electrically, mechanically or chemically, 
the pulverized material was solved (Step 45) and refined 
(Step 4 6) . Then, the refined material was formed to provide 
a new separator. 

When such expensive noble metals as gold, silver, etc., 
were used on the low electric resistance layer, the corrosion 
resistance layer and the peeling resistance layer composing 
the multi-coating layer, it is questionable to throw away all 
materials from view points of exhaust of resources, 
environments and separator manufacturing costs. So, when 
coating materials are recovered electrically, mechanically or 
chemically, reclaimed and again used as coating materials as 
in this embodiment, it is possible to prevent exhaust of 
resources, to reduce separator manufacturing costs and to 
provide a low price proton exchange fuel cell. 



Further, the reuse of coating materials by the plating 
is effectual because of a high material recovery efficiency. 
In particular, when aluminum and its alloy, copper and its 
alloy materials are used for the materials of the separator 
substrate, material recovery efficiency is high and reuse is 
effective. 

As described above, a separator of a proton exchange 
fuel cell and its manufacturing method according to this 
invention can provide a separator of a proton exchange fuel 
cell at low cost. Further, it is possible to eliminate the 
voltage drop due to the resistance and to prevent corrosion 
resulting from reaction gas or saturated steam atmosphere. 
Accordingly, a separator of a proton exchange fuel cell and 
its manufacturing method according to this invention can 
provide a separator of a proton exchange fuel cell in compact 
size and light weight. When this separator is used, a long 
life and highly reliable proton exchange fuel cell can be 
obtained. 

Obviously, numerous modifications and variations of the 
present invention are possible in light of the above 
teachings. It is therefore to be understood that within the 
scope of the appended claims, the invention may be practiced 
otherwise than as specifically described herein. 
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What is claimed is: 



1. In a cell stack of a proton exchange fuel cell^ 
said cell stack composed by laminating a plurality of unit 
cells and a plurality of separators, each of said unit cells 
composed of an anode electrode, a cathode electrode and a 
solid polymer electrolytic membrane arranged between said 
anode and cathode electrodes, each of said separators 
arranged between said unit cells, respectively, said 
separator of said proton exchange fuel cell, comprising: 

a separator substrate; and 

a multi-coating layer formed on said separator 
substrate; 

said multi-coating layer including at least two layers 
of a low electric resistance layer, a corrosion resistance 
layer and a peeling resistance layer. 

2 . The separator of a proton exchange fuel cell 
according to claim 1, wherein: 

said multi-coating layer includes said peeling 
resistance layer provided on said separator substrate, said 
corrosion resistance layer provided on said peeling 
resistance layer, and said low electric resistance layer 
provided on said corrosion resistance layer. 



3. The separator of a proton exchange fuel cell 



according to claim 1, wherein: 

said multi-coating layer includes a peeling resistance 
and corrosion resistance layer made as one layer by combining 
said peeling resistance layer and said corrosion resistance 
layer provided on said separator substrate, and said low 
electric resistance layer provided on said peeling resistance 
and corrosion resistance layer, 

4. The separator of a proton exchange fuel cell 
according to claim 1, wherein: 

said separator substrate includes one kind or a 
composite material of two or more kinds of stainless steel, 
copper and its alloy, aluminum and its alloy, and titanium 
and its alloy. 

5. The separator of a proton exchange fuel cell 
according to claim 4, wherein: 

said multi-coating layer includes one kind or a 
composite material of two or more kinds of materials having 
low contact resistance of Ni, Fe, Co, B, Pb, Cr, Cu, Ti, Bi, 
Sn, W, P, Mo, Ag, Pt, Au, TiC, NbC, TiCN, TiN, CrN, TiBs, 
ZrB2, Fe2B, and Si3N4. 

6- In a cell stack of a proton exchange fuel cell, 
said cell stack composed by laminating a plurality of unit 
cells and a plurality of separators, each of said unit cells 



composed of an anode electrode, a cathode electrode and a 
solid polymer electrolytic membrane arranged between said 
anode and cathode electrodes, each of said separators 
arranged between said unit cells, respectively, said 
separator of said proton exchange fuel cell including a 
separator substrate and a multi-coating layer formed on said 
separator substrate, and said multi-coating layer including 
at least two layers of a low electric resistance layer, a 
corrosion resistance layer and a peeling resistance layer, a 
method of manufacturing said separator of said proton 
exchange fuel cell, comprising the steps of: 
preparing said separator substrate; and 
forming said multi-coating layer on said separator 
substrate by one kind or a composite process of two or more 
kinds of processes capable of forming a thin film of physical 
evaporation process, chemical evaporation process, nitride 
treating process, boride treating process, carbonizing 
process, plating process and spraying process. 

7 . The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 6, wherein said 
step of forming said multi-coating layer includes the steps 
of: 

forming said peeling resistance layer on said separator 
substrates- 
forming said corrosion resistance layer on said peeling 
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resistance layer; and 

forming said low electric resistance layer on said 
corrosion resistance layer. 

8. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 7, wherein in 
said step of forming said multi-coating layer: 

said multi-coating layer is formed using said plating 
process such that a film thickness of said low electric 
resistance layer is made at 0.02 pm or more, that of said 
corrosion resistance layer is made at 0.1 or more, and 
that of said peeling resistance layer is made at 0.1 pm or 
more . 

9. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 7, wherein in 
said step of forming said multi-coating layer: 

said multi-coating layer is formed using said physical 
evaporation plating process such that a film thickness of 
said low electric resistance layer is made at 1.0 v^i^ or more, 
that of said corrosion resistance layer is made at 1 . 0 pm or 
more, and that of said peeling resistance layer is made at 
1.0 pm or more . 

10. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 9: 
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wherein crystal orientation of each layer composing 
said multi-coating layer is oriented to a direction of Miller 
index (200) or (002) . 

11. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 9: 

wherein porosity in said multi-coating layer is made at 
5 X 10^% or less in terms of defective area rate. 

12- The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 6: 

wherein material for said multi-coating layer formed on 
said separator substrate includes one kind or a composite 
alloy material of two or more kinds of materials having a 
lower electric resistance than that of said separator 
substrate of metallic material, ceramics material and cermet 
material . 

13. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 6, further . 
comprising a step of: 

removing passive state film or oxide existing on said 
separator substrate electrically, mechanically or chemically 
before said step of forming said multi-coating layer. 

14. In a cell stack of a proton exchange fuel cell. 
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said cell stack composed by laminating a plurality of unit 
cells and a plurality of separators, each of said unit cells 
composed of an anode electrode, a cathode electrode and a 
solid polymer electrolytic membrane arranged between said 
anode and cathode electrodes, each of said separators 
arranged between said unit cells, respectively^^ said 
separator of said proton exchange fuel cell including a 
separator substrate and a multi-coating layer formed on said 
separator substrate, and said multi-coating layer including 
at least two layers of a low electric resistance layer, a 
corrosion resistance layer and a peeling resistance layer, a 
method of manufacturing said separator of said proton 
exchange fuel cell, comprising the steps of: 
preparing said separator substrate; 

forming said multi-coating layer on said separator 
substrate by one kind or a composite process of two or more 
kinds of processes capable of forming a thin film of physical 
evaporation process, chemical evaporation process, nitride 
treating process, boride treating process, carbonizing 
process, plating process and spraying process; 

removing said multi-coating layer electrically, 
mechanically or chemically, so that said multi-coating layer 
and said separator substrate are individually recovered; and 
reusing material of said recovered multi-coating layer 
in manufacturing said separator of said- proton exchange fuel 
cell . 
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15. The method of manufacturing said separator of said 
proton exchange fuel cell according to claim 14^ further 
comprising the step of: 

after recovering said separator substrate, pulverizing 
and resolving said recovered separator substrate electrically, 
mechanically or chemically; and 

reusing material of said recovered separator substrate 
in manufacturing said separator of said proton exchange fuel 
cell, 

16. The separator of a proton exchange fuel cell 
according to one of claims 6-15, wherein: 

said separator is manufactured by using said method of 
manufacturing said separator of said proton exchange fuel 
cell according to one of claims 6-15. 



ABSTRACT OF THE DISCLOSURE 



A separator of a proton exchange fuel cell. In a cell 
stack of a proton exchange fuel cell, the cell stack composed 
by laminating a plurality of unit cells and a plurality of 
separators, each of the unit cells composed of an anode 
electrode, a cathode electrode and a solid polymer 
electrolytic membrane arranged between the anode and cathode 
electrodes, each of the separators arranged between the unit 
cells, respectively, the separator of the proton exchange 
fuel cell includes a separator substrate and a multi-coating 
layer formed on the separator substrate. The multi-coating 
layer includes at least two layers of a low electric 
resistance layer, a corrosion resistance layer and a peeling 
resistance layer . 
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Declaration and Power of Attorney For Patent Application 
Japanese Language Declaration 



C (Sa-r-S*^) tclTIE§:h.* L;to 



mm<D^miz-D\.^xmm^^mm^m^^t^mmi)'h^ct^m 



As a below named inventor, I hereby declare that: 

My residence, post office address and citizenship are as stated 
next to my name. 

I believe I am the original, first and sole Inventor (If only one 
name is listed below) or an original, first and joint Inventor (if 
plural names are listed below) of the subject matter which is 
claimed and for which a patent is sought on the invention 
entitled. 

SEPARATOR OF PROIDN EXCHANGE FUEL CELL 
AM) ITS MANUFACTURING METHOD 



the specification of which 
H is attached hereto. 

□ was filed on 

as United States Application Number or 
PCT International Application Number 

and was amended on 

(if applicable). 

I hereby state that I have reviewed and understand the 
contents of the above Identified specification, Including the 
claims, as amended by any amendment referred to above. 

I acknowledge the duty to disclose Information which is material 
to patentability as defined in Title 37, Code of Federal 
Regulations, Section 1 .56. 
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Japanese Language Declaration 



mt. mmmmmimum (a) - (d) sxf^ses* (w m^z 



Prior Foreign Application(s) 

PlQ-334737 
(Number) 

(Number) 



Japan 



(Country) 

(a«) 



(Country) 

(H«) 



I hereby claim foreign priority under Title 35, United States Code, 
Section 119 {a)-(d) or 365(b) of any foreign application(s) for patent 
or inventor's certificate, or Section 365(a) of any PCX International 
application which designated at least one country other than the 
United States, listed below and have also identified below, by 
checking the box, any foreign application for patent or inventor's 
certificate, or PCX International application having a filing date 
before that of the application on which priority is claimed. 

Priority Claimed 

W □ 



25/Novernber/1998 

(Day/Month/Year Filed) 

(ffiM^^H) 



(Day/Month/Year Filed) 



Yes 

□ 
Yes 



No 

□ 
No 



I hereby claim the benefit under Title 35, United States Code, 
Section 119(e) of any United States provisional application(s) listed 
below. 



(Application No.) 

(SMS-^-) 



(Filing Date) 

(ffiMH) 



(Application No.) 



(Filing Date) 



I hereby daim the benefit under Title 35, United States Code, Section 
120 of any United States application(s), or Section 365(c) of any PCT 
International application designating the United States, listed below 
and, Insofar as the subject matter of each of the claims of this 
application Is not disclosed in the prior United States or PCT 
International application in the manner provided by the first paragraph 
of Trtle 35, United States Code Section 1 12, 1 acknowledge the duty 
to disclose information which is material to patentability as defined in 
Title 37, Code of Federal Regulations, Section 1 .56 which became 
available between the filing date of the prior application and the 
national or PCT Intemational filing date of application. 



(Application No.) 



(Filing Date) 



(Application No.) 

(iKMS^) 



(Filing Date) 

(ffiMB) 



fAfi. ^kSimn\mzm^\.^x:^mmm^xmm^j:dmM^ 

Page 



(Status: Patented, Pending, Abandoned) 



(Status: Patented, Pending, Abandoned) 

I hereby declare that all statements made herein of my own 
knowledge are true and that all statements made on information 
and belief are believed to be true; and further that these statements 
were made with the knowledge that willful false statements and the 
like so made are punishable by fine or imprisonment, or both, under 
Section 1001 of Title 18 of the United States Code and that such 
willful false statements may jeopardize the validity of the application 
or any patent issued thereon. 
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Japanese Language Declaration 



POWER OF ATTORNEY: As a named inventor, I hereby appoint 
the foiiowing attorney(s) and/or agent(s) to prosecute this 
application and transact all business In the Patent and Trademark 
Office connected therewith: (iist name and registration number) 



* Norman F Obion, Reg. No. 24,618; Marvin J. Spivak, Reg. No. 24,913; C. Irvin McClelland, Reg. No. 21,124; Gregory J. Maier, Reg. No. 25,599; 
Arthur i. Neustadt, Reg. No. 24,854; Richard D. Kelly, Reg. No. 27,757; James D. Hamilton, Reg. No. 28,421; Eckhard H. Kuesters, Reg. No. 
28,870; Robert T. Pous, Reg. No. 29,099; Charles L. Gholz, Reg. No. 26,395; Vincent J. Sunderdick, Reg. No. 29,004; William E. Beaumont, 
Reg. No. 30,996; Steven B. Kelber, Reg. No. 30,073; Robert F. Gnuse, Reg. No. 27,295; Jean-Paul Lavalleye, Reg. No. 31 ,451 ; Stephen G. 
Baxter, Reg. No. 32,884; Martin M. Zoltick, Reg. No. 35,745; Robert W. Hahl, Reg. No. 33,893; Richard LTreanor, Reg. No. 36,379; Steven R 
V\feihrouch, Reg. No. 32,829; John T. Goolkasian, Reg. No. 26,142; Marc R. Labgold, Reg. No. 34,651; William J. Healey, Reg. No. 36,160; 
Richard L. Chinn, Reg. No. 34,305; Steven E. Lipman, Reg. No. 30,011; Carl E. Schlier, Reg. No. 34,426; James J. Kulbaski, Reg. No. 34,648; 
Catherine B. Richardson, Reg. No. 39,007; Richard A. Neifeid, Reg. No. 35,299; J. Derek Mason, Reg. No. 35,270; and Surinder Sachar, Reg. 
No. 34,423, with full powers of substitution and revocation. 



WM^ti^ S®"^ Conrespondence to: 



OBLON, SPIVAK, MoCLELLAND. MAIER & NEUSTADT. P.C. 
FOURTH R.OOR 
1755 JEFFERSON DAVIS HIGHWAY 
ARLINGTON, VIRGINIA 22202 U.SA 



- : (^MBcV^MMS^) Direct Telephone Calls to: (name and telephone number) 

(703)413-3000 





Full name of sole or first joint viventor 

Masahiro SAITOU 




Inventor's signature » / Date 


.: &.m 


Residence 

Kanagawa-ken, Japan 


- mm 


Citizenship 

Japan 


■ mm<o^^ 


Post Office Address 

c/o Intellectual Property Division, 




Toshiba Corporation, 1-1-1, Shibaura, 
Minato-ku , Tokyo , J apan 




Full name of second joint inventor, if any 

Kazuo SAITO 




Second joint Inventor's signature Date 




Resififence 

Kanagawa-ken, Japan 


mm 


Citizenship 

Japan 




Post Office Address 

Same as above 







(I^HJJtK®^tI^IIW#iwOl >T I^^BI {CIE® L V C t ) (Supply similar infomnation and signature for third and subsequent 

joint Inventors.) 
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Japanese Language Declaration 

(0*Mb») 





Full name of third joint inventor, if any 

Kazuhide MATSOyOTO 




Third joint Jriventor's agnature^ Date 


mm 


Residence 

Tokyo , Japan 


mm 


Citizenship 

Japan 




Post Office Address , ... 

c/o Intellectual Property Division, 




Toshiba Corporation, 1-1-1, Shibaura, 
Minato-ku , Tokyo , Japan 






Full name of fourth joint inventor, if any 

msashi TAKAHASHI 




^^^^^^/L^^^^^a^^^^!^' ^Date 




Residence 

Kanagawa-ken, Japan 




Citizenship 

Japan 




Post Office Address 

Same as above 










Full name of fifth joint inventor, if any 

ly^avuki ITOH 




Fifth joint Inventor's signature Date 




Residence ^ 

Kanagawa-ken , Japan 




Citizenship 

Japan 




Post Office Address 

Same as above 










Full name of sixth joint inventor, if any 

Kunihiko WADA 




Sixth joint InventoiS^nature Date 




Residence """^ 
Kanagawa-ken, Japan 




Citizenship 

Japan 




Post Office Address 

Same as above 
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Japanese Language Declaration 





^'/en-Hy — — 1 

Full name of joint inventor, if any 

Kazutoshi TAKAISHI 




Sftv/enffc joint Inventor's signature ^ . Date 


am 


Residence 

Tokyo, Japan 


mm 


Citizenship 

Japan 




Post Office Address 

c/o Intellectual Property Division, 




Toshiba Corporation, 1-1-1, Shibaura, 
Minato-ku, Tokyo, Japan 






Full name of fourth joint inventor, if any 




Fourth joint Inventor's signature Date 




Residence 


:3 ^® 


Citizenship 




Post Office Address 










Full name of fifth joint inventor, if any 




Fifth joint Inventor's signature Date 




Residence 


Z mm 


Citizenship 




Post Office Address 










Full name of sixth joint inventor, if any 




Sixth joint Inventor's signature Date 




Residence 


mm 


Citizenship 




Post Office Address 







Page ^ oi _5 



8/97 



